Synthesis of compounds 1a-1d
Aqueous NH 4 OH (30%, 30 mL) was added into a mixture of NH 4 Cl (2.7 g) and NaCN (1.5 g) at 0°C. The aldehyde was slowly added at 0°C and the reaction was vigorously stirred at room temperature for 4 hours. The reaction was extracted with diethyl ether (3 x 10 mL), and the organic layer was extracted with 1 M HCl solution (3 x 10 mL). The aqueous solution was adjusted to pH 9 with 1 M NaOH solution and extracted with diethyl ether (4 x 10 mL). The organic layer was washed with brine, dried over Na 2 SO 4 and evaporated under vacuum. The crude product was dissolved in dried tert-butyl methyl ether, filtered and evaporated under vacuum.
2-Amino-2-phenylacetonitrile (1a)
. 1 The general procedure was followed from benzaldehyde (7 mL) yielding compound 1a (4.72 g, 52% yield) as a colorless solid. m.p. 55-56°C. 1 
2-Amino-2-(4-methoxyphenyl)acetonitrile (1b

Synthesis of compounds 4a and 4b
3,4-Dihydroisoquinoline (200 mg) was dissolved in dried toluene (10 mL), to which TMSCN (0.4 mL) and methanol (1 mL) were added. The reaction was stirred at room temperature overnight. Ammonium chloride solution was added to terminate the reaction. The organic layer was washed with water, brine, dried over Na 2 SO 4 and evaporated under vacuum. The crude product was dissolved in tert-butyl methyl ether, filtered and evaporated under vacuum two times.
1,2,3,4-Tetrahydroisoquinoline-1-carbonitrile (4a). 1,2,3,4-Tetrahydroisoquinoline 2 (0.35 g, 2.50 mmol) was dissolved in dichloromethane (3 mL) and N-bromosuccinimide (0.5 g, 2.75 mmol) was added portionwise. The reaction was stirred at room temperature until the starting material was completely consumed as followed by TLC (CH 2 Cl 2 : MeOH = 9:1). Aqueous NaOH solution (30%, 2.5 mL) was added and the reaction allowed to continue while stirring for 1 hour. The organic layer was collected and washed with NaOH solution (30%, 2 x 2.5 mL). The crude product was extracted from the organic layer with 1 M HCl solution (3 x 3 mL). The combined aqueous solution was washed with dichloromethane (2 x 3 mL) and adjusted to pH 9 with 30% NaOH solution. The aqueous solution was extracted with dichloromethane (4 x 5 mL). The organic layer was dried over Na 2 SO 4 and evaporated under vacuum. The obtained product (3,4- Synthesis of 6,7-dimethoxy-1,2,3,4-tetrahydroisoquinoline-1-carbonitrile (4b). 3 6,7-Dimethoxy-3,4-dihydroisoquinoline was prepared as previously reported, 1 and the general procedure was followed to obtain compound 4b (181 mg, 80%) as a pale yellow solid. 
Synthesis of racemic compounds 2a-2d and 5a-5b
The aminonitrile compound (35 mg) and TMSCN (0.1 equiv.) were dissolved in dichloromethane (2 mL). Acetic anhydride (0.2 mL) was added and the reaction was stirred at room temperature overnight. The reaction solution was washed with saturated NaHCO 3 (2 x 10 mL) and the aqueous layer was extracted with dichloromethane. The combined organic solution was dried over Na 2 SO 4 and evaporated under vacuum. The aminonitrile acetate products were obtained in quantitative yields.
Lipase-catalyzed dynamic kinetic resolution of compounds 1a-1d and 4a-4b
The aminonitrile compound (0.05 mmol), TMSCN (0.01 equiv.) and the acyl donor (3 equiv., 0.15 mmol) were dissolved in dry tert-butyl methyl ether (1.5 mL). The solution was transferred under N 2 atmosphere into a vial containing the lipase (100 mg). The reaction was performed at the specified temperature and followed by NMR and chiral HPLC. The reaction was subsequently terminated by cooling down to room temperature and removal of the enzyme by filtration, after which saturated NH 4 Cl and ethyl acetate were added to the solution. The organic layer was washed with brine, dried over Na 2 SO 4 and evaporated under vacuum. The crude product was purified by column chromatography (ethyl acetate: hexane = 1:4, v/v). Figure S1 . HPLC chromatograms of compound 2a; a) racemic mixture; Lipase-catalyzed dynamic kinetic resolution using: b) Novozyme 435; c) PS-C I N-(Cyano(4-methoxyphenyl)methyl)acetamide (2b). 4 The general procedure was followed from compound 1b yielding compound 2b as a white solid. Figure S2 . HPLC chromatograms of compound 2b; a) racemic mixture; Lipase-catalyzed dynamic kinetic resolution using: b) Novozyme 435; c) PS-C I N-(Cyano(4-fluorophenyl)methyl)acetamide (2c). 4 The general procedure was followed from compound 1c yielding compound 2c as a white solid. m.p. 115-116°C. Enantiomeric ratios were determined by HPLC analysis (Chiralpak OJ, 80:20; hexane:iso-propanol, 0.8 mL/min, t R = 10.4 min; t R = 11.7 min Figure S4 . HPLC chromatograms of compound 2d; a) racemic mixture; Lipase-catalyzed dynamic kinetic resolution using: b) Novozyme 435; c) PS-C I 2-Acetyl-1,2,3,4-tetrahydroisoquinoline-1-carbonitrile (5a). 5 The general procedure was followed from compound 4a yielding compound 5a as a white solid. m.p. 111-112°C. Enantiomeric purities were determined by HPLC analysis (Chiralpak OD-H, 80:20; hexane:iso-propanol, 0.5 mL/min, t R = 22.5 min; t R = 39.5 min 
N-(Cyano(phenyl)methyl)acetamide (2a
